The reaction of α,α-dibromoacetophenones with 4-amino-5-mercapto-3-methyl-s-triazole in different alcohols (MeOH, EtOH, n-PrOH, iso-PrOH) as solvent furnishes some 7H-7-alkoxy-6-aryl-3-methyl-s-triazolo [3,4-b][1,3,4]thiadiazines under reflux conditions.
Introduction
The synthetic utility of α-halocarbonyl compounds is well known for more than a century. They have been widely used as versatile intermediates [1] [2] [3] [4] [5] [6] for the synthesis of variety of heterocycles. In one of such reports, it is mentioned that α-halocarbonyl compounds 1 when treated with 4-amino-5-mercapto-s-triazoles 2 in anhydrous ethanol under reflux results in the formation of There has been considerable recent interest in the use of α,α-dihaloketones as synthetic equivalents [8] [9] [10] [11] to their corresponding α-haloketones because of their non-lachrymatory nature and reactions involving mild experimental conditions. In a recent report from our laboratory, 12 it has been shown that the reaction of α,α-dibromoacetophenones 4 with o-aminothiophenol offers a mild and convenient method for the synthesis of 2,2'-bi-2H-3,3'-diaryl-1,4-benzothiazines 6 (Equation 2). Although this reaction affords the dimers 6 rather than the expected 3-arylbenzothiazines 5, a reasonable route for the formation of the products 6 involves oxidative dimerization of primary product 5. On the basis of these observations, it was anticipated that the reaction between α,α-dibromoacetophenone and 2 might afford 3 or its dimer. To determine the fate of this proposal, particularly with the aim of developing a new convenient method for the synthesis of 3, we became interested in investigating the reaction of 4 with 2. We started our investigation with α,α-dibromoacetophenone (4a) which was refluxed with 4-amino-5-mercapto-3-methyl-s-triazole (2, R=CH 3 ) in ethanol as solvent. The reaction gave a brown solid product, Mpt 199-200 ºC. The 1 H NMR spectrum of this product showed a three proton triplet at δ 1.2, a three proton singlet at δ 2.6, a one proton multiplet at δ 3.6, another multiplet for one proton at δ 4.0, a one proton singlet at δ 5.7 and a multiplet of five protons in aromatic region. IR spectrum of the product did not show any peak in functional group region (i.e. CO, NH 2 ). This data was not in accordance with the expected structure 3. Further analysis of the spectral data ( 1 H, 13 C NMR, mass and elemental analysis) of the product obtained from this reaction established its structure as 7H-7-ethoxy-3-methyl-6-phenyl-s-triazolo [3,4-b] [1, 3, 4] thiadiazine (7a). In view of the fact that such a product is not known in literature, it was considered worthwhile to assess the generality of this reaction for the synthesis of variously substituted thiadiazines by employing various α,α-dibromoacetophenones (4b-f). The reaction occurred in similar conditions to afford (7b-f) in good yields (Scheme 1). 
Scheme 1
Based on these encouraging results, it was expected that replacing ethanol by other alcohols might lead to the formation of corresponding 7-alkoxy derivatives. To test the feasibility of this proposal, we carried out a series of experiments on substrate 4a with MeOH, n-PrOH, and iPrOH. The reaction, however, did not follow similar trends in all these cases. In typical experiments, one equivalent of 4a was refluxed with 2 in MeOH/n-PrOH/iso-PrOH followed by basification with ammonium hydroxide. In case of iso-PrOH as solvent we got the expected product 7H-3-methyl-6-phenyl-7-iso-propoxy-s-triazolo [3,4-b] [1, 3, 4] thiadiazine 8a, whereas, using MeOH and n-PrOH as solvents, in addition to alkoxy derivatives 9a and 10a, formation of 3a was observed. All the products were characterized on the basis of their spectral data ( 1 H, 13 C NMR, IR, mass and elemental analysis) (Scheme 2) and the results of these reactions are summarized in Table 1 . 
Equation 3
In order to compare the results of present study, we attempted the preparation of 7-phenoxy triazolothiadiazines 12 by using α,α-dibromoacetophenones in the presence of phenols. However, the reaction did not give the expected products 12, rather it led to the formation of 3. This observation clearly reflects that the scope of our method is limited towards the synthesis of 7-alkoxy triazolothiadizines i.e. 7-aryloxy derivatives can not be prepared by this method.
In conclusion, the present study offers an application of α,α-dibromoacetophenones in a mild and efficient synthesis of some 7H-7-alkoxy-6-aryl-3-methyl-s-triazolo [3,4-b] [1, 3, 4] thiadiazines  (7a-f, 8a, 9a, 10a-c) . were synthesized according to literature procedure. -6-aryl-3-methyl-s-triazolo[3,4-b][1,3,4]thiadiazines (7a-f, 8a, 9a , 10a-c) from α,α-Dibromoacetophenones and 4-Amino-5-mercapto-3-methyl-s-triazole. General procedure A solution of appropriate α,α-dibromoacetophenone (4a-f, 2 mmol) in different alcohols (MeOH, EtOH, n-PrOH, iso-PrOH) was refluxed with 2 (R= CH 3 , 2 mmol) for 6-8 hrs. The reaction mixture was cooled and neutralized with ammonium hydroxide. In case of EtOH and iso-PrOH as solvent, solid thus separated was filtered, washed with water and recrystallized to get pure 7a-f, and 8a respectively. A gummy mass was obtained in case of MeOH, which was purified by column chromatography to get two products 9a and 3a. A white solid containing mixture of two products (10a-c, 3a-c) in case of n-PrOH was purified by column chromatography on silica gel using pet ether-ethyl acetate as eluent. Methyl-7-ethoxy-6-phenyl-s-triazolo[3,4-b][1,3,4] 
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